Through-space charge resonance stabilization (CRS) and hole/electron delocalization in cofacially arrayed multichromophoric assemblies are important processes in areas from biochemistry to functional polymeric materials. (1) (2) (3) (4) (5) (6) (7) (8) (9) (10) (11) (12) (13) (14) The electronic and geometrical requirements for through-space CRS are issues that continue to be debated. Dimer radical cations have been well investigated, both theoretically and experimentally, in light of understanding charge-transport processes in DNA and π-stacked assemblies and nucleobase oxidative damage. (15) (16) (17) (18) (19) (20) Here, charge stabilization is evidenced in an enhanced reduction in oxidation potential relative to the monomer and the appearance of a charge-transfer resonance transition in the near-infrared region, reflecting incipient covalent bonding. (21, 22) Studies of through-space CRS in trimers, tetramers, and larger clusters in the condensed phase are hampered by entropic effects. (23) However, such larger clusters can be readily generated in the gas phase ( Figure 1 ) from condensation in a cold molecular beam. The extent of CRS in these clusters can be selectively probed by measurement of threshold ionization energies using mass-selected ion-yield spectroscopy, (24) (25) (26) which provides the vertical ionization potentials (IPs) from a structure in which the fluorene moieties are arranged for most efficient CRS/electronic coupling. Unfortunately, larger clusters inherently exist in a multitude of conformations with varied geometrical arrangement and cofacial overlap and thereby varied CRS/electronic coupling. In order to delineate the structure(s) responsible for the observed IPs from these clusters, herein we make use of a combination of theory and a model set of covalently linked polyfluorenes (27, 28) in which all fluorene moieties are cofacially arranged in ideal π-stacked structures in the gas, liquid, and solid state, thus mimicking the structures that show the lowest ionization energies among various spontaneously formed clusters ( Figure 1) . (29) While both the van der Waals (i.e., (F)n) and covalently linked (i.e., Fn) systems show an inverse length (i.e., 1/n) dependence of the gas-phase IPs in the measured size range, notably, the trends for (F)n and Fn are very similar, so that the IPs essentially fall on the same line! Below we elucidate the origin of this trend.
Redox properties of covalently linked polyfluorenes (i.e., Fn, n = 1-4) have been previously established (27) both in solution (via cyclic voltammetry) and the gas phase (via photoelectron spectroscopy (PE)). Both adiabatic oxidation potentials (Eox) and vertical IPs decrease with an increasing number of fluorene moieties and show a linear dependence when plotted against 1/n (blue squares in Figure 2A ). (27) Figure 2. (A) Plot of IPs of Fn obtained from 2CR2PI (red diamond) and PE (27) (blue filled squares) spectroscopies against the 1/n trend. Empty squares correspond to extrapolated IPs of F5 and F6. (B) Comparison of 2CR2PI spectra and the ion-yield curves of Fn (n = 1-3).
Difficulties in obtaining the IPs of higher Fn homologues prompted us to investigate other techniques. For example, in our recent report (25) on F2, we showed that the same IP as that from PE can be obtained via mass-selected two-color resonant two-photon ionization (2CR2PI) spectroscopy. Both 2CR2PI and laser-induced fluorescence (LIF) spectra of F2 showed a broad unresolved band shifted red by some 1000 cm -1 from the origin band of the monomer F1 (see Figure 2B , top panel), in agreement with the parallel-displaced cofacial structure in the ground state, which barrierlessly transitions to an excimer sandwich structure in the S1 state. This transition is aided by the lowest-frequency torsional mode, which corresponds to a shearing motion, and the inherent Franck-Condon activity and associated vibronic coupling of this mode contribute to the breadth of the experimental spectrum ( Figure 2B , top panel).
The broad and largely unresolved structure of the F2 electronic spectrum is present also in the larger clusters and increases the difficulty of the ion-yield measurements. Nonetheless, mass-selected ion-yield spectra were obtained for F1, F2, and F3, and their IPs were extracted by measuring the onset of the ion-yield curve ( Figure 2B , bottom panel). The determined IP values are identical to our prior PE measurements and also follow a linear 1/n dependence ( Figure 2A ).
Mass-selected excitation spectra of the van der Waals clusters (F)n with n = 1-6 obtained using 2CR2PI are shown in Figure 3A , top panel. The fluorene dimer, (F)2, has been extensively studied, (14, 15, 30) and its origin, shifted 217 cm -1 to the red (lower energy) of the monomer, consists of split excitonic components (i.e., S1/S2) (30) bearing a complicated substructure. Lifetime broadening is evident, consistent with a ps lifetime that reflects initial movement out of the Franck-Condon region; (25) a lengthened fluorescence lifetime (∼60 ns) reflects subsequent excimer formation. Hole-burning spectra indicate that only one conformer contributes to the spectrum, which we have previously identified as a parallel orthogonal π-stacked structure. (25) Calculations predict the existence of a second low-lying minimum corresponding to a parallel-displaced π-stacked structure. (25) The evolution of the 2CR2PI spectra with size indicates the presence of multiple conformers for larger clusters ( Figure 3A, top panel) . For example, the trimer spectrum shows at least two distinct band systems, one near the position of the dimer origin and a second further red-shifted displaying an extended torsional pattern. We assign these to different conformers, a view supported by the different IPs (7.40 eV, 7.44 eV) measured following excitation into these two band systems.
Ion yield spectra for the other van der Waals clusters of fluorene are shown in Figure 3B , bottom panel. The ionization thresholds display a trend of red shift relative to the monomer, with the relative magnitude of the red shift from one cluster to the next decreasing with increasing cluster size. Excluding the monomer, the trend with cluster size indeed follows an approximate 1/n dependence, as shown in Figure 3B . It must be emphasized that the ion yield spectra of higher clusters will inevitably contain overlapping contributions from multiple conformers (see Figure 3A) . In such a case, our measured ion yield "threshold" will show an onset corresponding to the conformer displaying the smallest IP, a point we examine further below.
The results shown in Figures 2 and 3 clearly show that the IPs of both covalently linked and unlinked (van der Waals) fluorene-based clusters follow a 1/n dependence with increasing cluster size, at least for small n. Surprisingly, when plotted together the IP measurements of these two systems fall on the same line, to within our experimental certainty ( Figure 3B ). To aid in understanding this remarkable trend, we turned to theory. First, molecular dynamics simulations were used to sample the configurational phase space on the ground-state potential energy surface (PES) of (F)n clusters (n = 3-6), with subsequent geometry optimizations at the PBE0-D3/def2-SV(P) level, which showed good performance in study of π-stacked clusters. (25) Conformational analysis of the obtained (F)n clusters suggests that all conformations can be roughly divided into three categories: fully π-stacked conformers with either orthogonal, i.e., orthogonal-stacked (F)n, or displaced, i.e., displaced-stacked (F)n, arrangement of adjacent fluorenes, non-π-stacked conformers where C-H/π interactions are prevalent, and hybrid conformations with a combination of π-π and C-H/π interactions ( Figure 4A and Figures S2-S6 in the Supporting Information). Evidencing the importance of C-H/π interactions, we found that the nonstacked and hybrid conformations are generally most energetically stable on the ground PES, while fully π-stacked conformers and especially displaced-stacked (F)n lie up to 50.6 kJ/mol higher than the global minima structures, depending on the size of the cluster (Table S1 in the Supporting Information). Calculation of the vertical IPs using B1LYP40/6-31G(d), which has been calibrated to reproduce the ionized state of π-conjugated systems, (31, 32) shows that the hybrid conformations have the highest IPs, while fully π-stacked conformers have the lowest IPs, e.g., compare gray stars with red circles in Figure  4B . This is consistent with the larger overlap and electronic coupling between cofacially array chromophores. Vertical IPs were also calculated for the covalently linked Fn series; Figure 4B displays a comparison of the derived IPs for each set. While the IPs for all orthogonal-stacked (F)n fall on a straight line when plotted vs 1/n, these lie uniformly higher than the corresponding IPs of the covalently linked Fn (gray circles in Figure 4B) . However, the displaced-stacked van der Waals conformers fall exactly on the linear trend for covalently linked Fn (compare blue and red symbols in Figure 4B ).
In this work, we have examined the evolution of through-space charge delocalization with increasing size in a series of cofacial covalently linked and unlinked (van der Waals) clusters of fluorene. While their electronic spectra show dramatic differences, understood by the stabilization of a pre-excimeric configuration in the covalently linked system, the measured IPs with cluster size (n) show in each case a 1/n dependence, which fall to within our experimental error on the same line. This trend is well reproduced by theory if displaced, fully π-stacked van der Waals cluster structures are considered. In contrast, theory predicts that orthogonal π-stacked and non-π-stacked structures follow different trends. These displaced, fully π-stacked van der Waals clusters exhibit similar through-space charge delocalization to a model set of covalently linked fluorenes where cofaciality is enforced by covalent methylene linkages. Thus, our work underscores both the importance of π-stacking in hole delocalization and the geometrical requirements for hole stabilization in π-stacked multichromophoric assemblies.
Supporting Information
The Supporting Information is available free of charge on the ACS Publications website at DOI: 10.1021/acs.jpclett.7b02627.
